1
H NMR spectra were recorded on a Brucker Avance 400 MHz spectrometer, using CDCl 3 as solvent.
13
C NMR spectra were recorded on a 100.6 MHz spectrometer. Chemical shifts are reported in ppm relative to internal TMS. Coupling constant J is quoted in hertz Hz.
IR spectra were performed on a Perkin-Elmer FT 1600 spectrometer. High-resolution mass spectra (HRMS) were carried out with JEOL Gcmate spectrometer. Melting points (mp) were determined on a Stuart SMP3 apparatus and are uncorrected. Thin layer chromatography (TLC) was performed on silica gel using precoated plates of silica 60 F 254 .
General procedure 1 for Passerini adducts 1
A mixture of aldehyde (1.0 equiv), acetic acid (1.0 equiv) and isocyanide (1.0 equiv) was stirred at room temperature for 3 days. The crude is purified by flash chromatography on silica gel.
General procedure 2 for indole acetamide adducts 2
To a 0.3 M solution of Passerini adduct 1 (1.0 equiv) in toluene were added indole 2 (1.0 equiv) and FeCl 3 (0.05 equiv). The resulting mixture was stirred at 130°C for 15 min under heating (CEM Discover microwave, 150 W). The solvent was removed afterwards under reduced pressure and the crude was purified by flash chromatography on silica gel. This compound was synthesized according to the general procedure 1, using panisaldehyde (0.36 ml, 3.0 mmol), acetic acid (0.17 ml, 3.0 mmol), and cyclohexyl isocyanide (0.38 ml, 3.0 mmol). Purification by flash chromatography with a gradient AcOEt/EP (20/80 to 60/40) gave the desired product in 71% isolated yield (651 mg, 2.1 mmol). 
13
C NMR (CDCl 3 , 100.6 MHz): δ 169. 4, 167.6, 160.1, 129.1, 128.0, 114.2, 75.2, 55.3, 48.2, 33.0, 25.5, 24.8, 21 3432, 3007, 2936, 2857, 1745, 1679, 1612, 1529, 1522, 1510, 1452, 1372, 1306, 1256, 1176, 1095, 1034, 834 This compound was synthesized according to the general procedure 1, using panisaldehyde (0.36 ml, 3.0 mmol), pivalic acid (306 mg, 3.0 mmol), and cyclohexyl isocyanide (0.37 ml, 3.0 mmol). Purification by flash chromatography with a gradient 
I.R. (thin film):

13
C NMR (CDCl 3 , 100.6 MHz): δ 176. 4, 167.7, 159.8, 128.6, 128.0, 114.0, 74.8, 55.2, 47.9, 38.7, 32.8, 27.0, 25.4, 24.6 . HRMS: calculated for C 20 H 29 NO 4 : 374.2097, found: 374.2103. 3435, 3041, 3003, 2946, 2857, 1734, 1679, 1613, 1587, 1533, 1526, 1513, 1453, 1305, 1249, 1186, 1142, 1035, 941, 834 0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180 f1 (ppm) : δ 176.4, 167.9, 159.9, 128.6, 128.4, 114.1, 75.1, 55.3, 51.4, 38.8, 28.7, 27 3334, 2957, 2934, 2873, 1728, 1666, 1613, 1512, 1457, 1394, 1365, 1246, 1150, 1035, 838 cm 
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz) : δ 176.7, 168.7, 160.0, 159.1, 129.9, 129.0, 128.6, 127.9, 114.2, 114.2, 75.0, 55.3, 42.9, 38.8, 27 .1.
HRMS: calculated for C 22 H 27 NO 5 : 385.1889, found: 385.1888. 3292, 2960, 2933, 2872, 1729, 1660, 1612, 1510, 1461, 1301, 1244, 1145, 1031, 821 cm 0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180 f1 ( 
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz): δ 176. 2, 167.1, 134.7, 134.5, 128.9, 128.5, 74.4, 48.0, 38.8, 32.9, 27.1, 25.4, 24.6 . 3435, 3047, 2975, 2937, 2858, 1738, 1680, 1599, 1529, 1526, 1492, 1481, 1451, 1402, 1368, 1351, 1319, 1274, 1138, 1093, 1038, 1016, 944 cm -1 .
HRMS
I.R. (thin film):
15
-0.5 0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.0 5.5 6.0 6.5 7.0 7.5 f1 (ppm) This compound was synthesized according to the general procedure 1, using furfural (0.25 ml, 3.0 mmol), pivalic acid (306 mg, 3.0 mmol), and cyclohexyl isocyanide (0.37 ml, 
13
C NMR (CDCl 3 , 100.6 MHz): δ 176. 4, 165.3, 148.5, 143.5, 110.9, 110.7, 68.7, 48.2, 39.0, 32.9, 27.1, 25.5, 24.7 .
HRMS: calculated for C 17 H 25 NO 4 : 307.1784, found: 307.1786. 3435, 3010, 2977, 2937, 2858, 1739, 1682, 1524, 1516, 1479, 1452, 1153, 1132 This compound was synthesized according to the general procedure 1, using transcinnamaldehyde (0.38 ml, 3.0 mmol), pivalic acid (306 mg, 3.0 mmol), and cyclohexyl isocyanide (0.37 ml, 3.0 mmol). Purification by flash chromatography with a gradient Et 2 O/EP (30/70 to 70/30) gave the desired product in 70% isolated yield (717 mg, 2.1 mmol). 
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz): δ 176. 5, 167.4, 135.9, 134.0, 128.7, 128.4, 126.9, 123.0, 74.0, 48.0, 39.0, 33.0, 27.2, 25.5, 24.7 .
HRMS: calculated for C 21 H 29 NO 3 : 343.2147, found: 343.2135. 3435, 3010, 2976, 2937, 2858, 1739, 1677, 1524, 1516, 1479, 1451, 1275, 1137, 965 cm 
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz): δ 171. 9, 158.6, 136.7, 131.8, 129.6, 126.5, 124.1, 122.3, 119.7, 119.1, 114.8, 114.1, 111.5, 55.3, 50.5, 48.4, 33.0, 32.9, 25.4, 24.8 
C NMR (CDCl 3 , 100.6 MHz): δ 172. 1, 158.6, 136.6, 132.1, 129.6, 126.6, 123.8, 122.3, 119.7, 119.1, 115.2, 114.1, 111.5, 55.3, 51.4, 51.3, 28.7 
C NMR (CDCl 3 , 100.6 MHz): δ 172. 6, 159.0, 158.7, 136.6, 131.6, 130.4, 129.7, 129.1, 126.6, 123.9, 122.5, 119.9, 119.2, 115.0, 114.2, 114.0, 111.4, 55.4, 50.5, 43. 3433, 3259, 3047, 1643, 1612, 1556, 1506, 1456, 1301, 1250, 1177, 1030, 
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz): δ 171. 6, 158.6, 137.4, 132.0, 129.6, 128.5, 127.1, 122.1, 119.4, 114.1, 113.7, 109.4, 55.4, 50.6, 48.3, 33.1, 32.9, 25.5, 24.8 .
HRMS: calculated for C 24 H 28 N 2 O 2 : 376.2151, found: 376.2157. 3404, 3011, 2936, 2857, 1652, 1611, 1512, 1466, 1331, 1240, 1179, 1156, 1096, 1035, 804 cm 
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz) : δ 171.8, 158.4, 135.5, 133.2, 131.9, 129.9, 127.6, 121.2, 119.6, 118.9, 113.9, 110.6, 109.7, 55.3, 49.4, 48.4, 33.1, 25.5, 24.8, 12 3469, 3411, 3010, 2936, 2857, 1651, 1611, 1519, 1461, 1303, 1245, 1180, 1155, 1035, 832 cm 
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz): δ 169. 3, 152.8, 142.1, 136.5, 126.4, 123.6, 122.5, 120.0, 119.2, 112.1, 111.5, 110.6, 108.0, 48.5, 45.5, 32.8, 25.5, 24.7 .
HRMS: calculated for C 20 H 22 N 2 O 2 322.1681, found 322.1675. 3408, 3408, 3010, 2936, 2857, 1662, 1519, 1457, 1418, 1337, 1250, 1149, 1096 152.9, 142.0, 137.2, 128.1, 126.9, 122.1, 119.6, 119.3, 110.6, 110.6, 109.5, 107.8, 48.5, 45.4, 32.9, 32.9, 25.5, 24.8 1.71-1.64 (m, 3H), 1.38-1.27 (m, 2H), 1.14-1.06 (m, 3H).
I.R. (thin film):
13
C NMR (CDCl 3 , 100.6 MHz) : δ 165.0, 145.6, 141.9, 136.7, 128.7, 128.6, 126.8, 126.7, 124.9, 123.0, 122.2, 119.6, 119.6, 117.1, 111.3, 48.3, 45.1, 33.3, 25.6, 24.9 3478, 3432, 3008, 2936, 2857, 1669, 1637, 1519, 1452, 1337, 1252, 1182, 1095, 1013, 979, 892 cm 
I.R. (thin film):
